Two new lupane type saponins, along with one known saponin were isolated from leaves of Oplopanax horridus (Devil's Club). The structures of the two new compounds were elucidated as 3α-hydroxy-lup-20(29)-ene-23, 28-dioic acid-3-O-β-D-glucopyranoside (2) and 24-nor-3-oxo-lup-20(29)-en-28-oic acid-28-O-α-L-rhamnopyranosyl(1′′′→4′′)-β-Dglucopyranosyl(1′′→6′)-β-D-glucopyranoside (3) on the basis of spectroscopic analysis and chemical evidence. The known compound was identified as 3α-hydroxy-lup-20(29)-ene-23, 28-dioic acid (1) by comparison of its spectral data with those reported. Compound 1 was isolated for the first time from the title plant.
In continuation of our study of Devil's club [9, 10] , one known compound (1) and two new triterpenoid saponins (2 and 3) have been isolated. Compound 2, a white amorphous powder, gave positive results with the Liebermann-Burchard and Molish reagents. On acid hydrolysis, 2 gave 3α-hydroxylup-20(29)-en-23, 28dioic acid (1) and D-glucose, identified by comparison with authentic samples. An anomeric proton at δ 4.87 (1H, d, J = 7.8 Hz) observed in the 1 H NMR spectrum revealed the β configuration of glucose. By comparison of 13 C NMR data with those of 1, the signal for C-3 was deshielded by 7.1 ppm, whereas the signals for C-2 and C-4 showed upfield shifts of 4.3 and 0.4 ppm, respectively while the other signals remained almost unaffected. Moreover, the HMBC spectrum showed long-range correlation between the proton at δ 4.87 (1H, d, J =7.8 Hz) and the carbon at δ 80.1 assignable to C-3 of the aglycone. Therefore, the glucose was attached to C-3 of the aglycone. Consequently, the structure of 2 was characterized as 3α-hydroxy-lup-20(29)-ene-23, 28-dioic acid-3-O-β-D-glucopyranoside.
Compound 3, a white amorphous powder, also gave positive results with the Liebermann-Burchard and Molish reagents. The 1 H NMR spectrum of 3 showed five methyl signals at δ 0.91, 0.99, 1.04, 1.15 and 1.74. A singlet at δ 1.74, characteristic of a methyl linked to an sp 2 carbon, was assigned to CH 3 -30. Moreover, the 1 H NMR spectrum of 3 showed two olefinic protons at δ 4.75 (1H, br.s) and δ 4.88 (1H, d, J = 1.9 Hz). In addition, a doublet at δ 1.04 (3H, d, J = 6.5 Hz) was attributed to 23-CH 3 , split by 4-H at δ 2.18 (1H, q, J = 6.5 Hz), according to the coupling constant observed in the 1 H NMR spectrum. The 13 C NMR spectrum gave 47 signals, of which 18 were assigned to sugar moieties and 29 to a triterpene moiety. Two olefinic carbons at δ 150.9 and 110.1 revealed that the aglycone had a lupane type triterpene skeleton. The carbon chemical shift values of the A ring of 3 were in good agreement with those of 24-nor-11α-hydroxy-3-oxo-lup-20(29)-en-28oic acid [11] , except for C-1, the value for which was downshifted due to the inducing effect of 11α-OH. Therefore, the aglycone of 3 was considered to be 24nor-3-oxo-lup-20(29)-en-28-oic acid. In addition, the carboxyl carbon signal at δ 175.5 was shifted by 3. Compound 1 was identified as 3α-hydroxy-lup-20(29)en-23, 28-dioic acid [12] on the basis of its spectroscopic data.
Experimental

General experimental procedures:
Optical rotations were measured on a Perkin-Elmer digital polarimeter(USA). NMR spectra were taken with TMS as internal standard on a Brucker AVANCE 500 FTNMR spectrometer. ESI-MS were measured on an Agilent 1100 LC/MSD Trap-SL spectrometer (USA). Column chromatography was performed on silica gel (200~300 mesh) (Marine Chemical Factory, Qingdao, China). HPLC utilized a Hitachi LC-7100 chromatographic apparatus using an ODS column (YMC-Pack ODS-A) and a UV detector.
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Extraction and isolation:
Devil's Club leaves (4.5 kg) were extracted with 60% ethanol. After filtration, the extract was concentrated under reduced pressure to remove the ethanol, then subjected to macro porous reticular resin D101 and eluted with water, 70% ethanol and 95% ethanol consecutively. The 70% ethanolic eluate (300 g) was chromatographed over silica gel eluting with CHCl 3 -MeOH in a stepwise manner to furnish 5 fractions. Fraction 2 (CHCl 3 -MeOH, 50:1)
